Fig. S1. EICs of GAPOs from Arabidopsis by using UHPLC-MS/MS with PRM mode.

Fig. S2. Optimization of MS parameters including spray voltage (A)
, auxiliary gas flow rate (B), auxiliary gas heater temperature (C) and sheath gas flow rate (D) for the detection of GAPOs. n = 3, mean ± SD. 
Fig. S4. Confirmation of GAPO9, GAPO11 and their isomers identified from Arabidopsis by the conversion of deuterium-labelled GAPOs from deuterium-labelled apocarotenoids in
Arabidopsis (A), HR PRM EICs of GAPO9 and GAPO9I with ion pair at m/z 371>209 from Arabidopsis (black), GAPO9 with ion pair at m/z 371>209 from engineered E. coli (blue), and D3-GAPO9 with ion pair at m/z 374>212 from Arabidopsis fed with D3-β-ionone (red). (B), (A), HR PRM EICs of GAPO11 and GAPO11I with ion pair at m/z 397>235 from Arabidopsis (black) and engineered E. coli (blue), and D3-GAPO11 and D3-GAPO11I with ion pair at m/z 400>238 from Arabidopsis fed with D3-β-apo-11-carotenal (red). The error window is 1 ppm. 
Fig. S6. Quantification of Glc-β-cyclocitral and its isomer from Arabidopsis using UHPLC-HR-MS and UHPLC-HR-MS/MS. HR FS EIC of Glc-cyclocitral at m/z 331.17513 (black)
and HR PRM EIC of Glc-cyclocitral at ion pair at m/z 331>169 (blue) from Arabidopsis. The error window is 1 ppm. 
